Figure. S1. (a) Cyclic voltammograms (CVs) of trans(Cl)-Ru(bpy)(CO)
longer wavelengths might be due to bubbles formed during the electrolysis.
Kinetic Analyses
From Scheme 3 in the main text, the steady state approximation affords the PS and PS* concentrations as expressed as equations (S1) and (S2), respectively.
(S1)
Combining equations (S1) and (S2):
From equation (S2):
Combining equations (S3) and (S4): 
S11
The initial rate for CO production is:
Combining equations (S8) and (S9): 
where a, b, c and d are expressed as the following:
Considering the blank products caused by [Ru(bpy) 3 ](PF 6 ) 2 , equation (S11) becomes equation (3) in the main text. 0 is the blank formation rate of CO.
Curve fitting on the experimental result in Figure 3 gives a following equation with specific values of a, b, c and d (see Figure S9) .
where concentration of CO is calculated by dividing mol of CO with volume of the reaction solution (5.0 mL).
S13
The initial rate for formate production is: 
Considering the blank products caused by [Ru(bpy) 3 ](PF 6 ) 2 , equation (S19) becomes equation (4) in the main text. 0 ' is the blank formation rate of formate. 
